Scheme S1. Three main conformations of calix [4] arenes: cone, partial cone, and 1,3-alternate.
Materials and methods
Solvents and reagents were purified according to known procedures before use. 1 All commercial reagents (Acros, Alfa Aesar, Lancaster) were used without further purification. The (thia)calixarenes 1 have been prepared using previously reported procedures. 2, 3 Purity of substances was controlled by TLC method on Silufol UV 254 and Fluka 0.060-0.2 mm plates using a VL-6.LC (6W-254 nm tube) ultraviolet lamp. Column chromatography was performed by using silica as a stationary phase (particle diameter is 0.035-0.070 mm and pore size is 60 Å). Melting points of substances were determined on a BOETIUS compact heating table equipped with an RNMK 05 visual inspection unit. IR spectra were recorded on a Bruker Vector 22 FT-IR spectrometer in KBr pellets in the wavenumber range of 400-4000 cm -1 . High-resolution MALDI mass spectra were recorded on a Ultraflex III TOF/TOF mass spectrometer (Bruker Daltonik GmbH, Germany) in reflectron mode (resolution is 10000) using Nd:YAG laser, λ = 266 nm. The composition provided the relative error of mass measurement of less than 3.9 ppm. A total of 0.5 L of the para-nitroaniline (p-NA) matrix solution (10 mg/mL, CH 3 CN) and 0.5 L of the mixture, which consists of specimen (1 mg/mL CHCl 3 ) and reference substance (PEG-1000, PEG-1500 with the concentration of 1 mg/mL in CH 3 CN) with the addition of CsCl (1 mg/mL, H 2 O), were sequentially deposited onto the metallic MTP AnchorChip TM target using the dried-droplet method and evaporated. The data were obtained using the Flex Control program (Bruker Daltonik GmbH, Germany) and processed using the FlexAnalysis 3.0 program (Bruker Daltonik GmbH, Germany 2 were stirred in 60 mL of THF for 30 min in argon atmosphere. Then, 1.25 mmol (1 equiv.) of (thia)calix [4] arene 1, 20 mL triethylamine, and 6 mmol (4 equiv.) of benzoyl chloride were added. The mixture was maintained upon stirring for 5 h in argon atmosphere at room temperature. After 5 h, the precipitate was filtered, the filtrate was evaporated, and the residue was dissolved in 20 mL of diethyl ether, 50 mL of hexane was added, the precipitate was filtered and purified using column chromatography (eluent -hexane/ethylacetate = 4:1). 5,11,17,23-tetra-tert-butyl-25,26,27,28-tetrakis((4-oxo-4-phenylbut-2-yn-1-yl) oxy)calix [4] arene (2a cone) (1.20 g, 79%) . mp 120 °C. R f (hexane : ethylacetate = 4 : 1) 0.36. v max /сm -1 (Fig. S1 ) 2229 (C≡C) and 1648 (C=O).  H (400 MHz; СDCl 3 ) (Fig. S2 5,11,17,23-tetra-tert-butyl-25,26,27,28-tetrakis((4-oxo-4-phenylbut-2-yn-1-yl) oxy)calix [4] arene (2b partial cone) (1.34 g, 88%) . mp 104 °C. R f (hexane : ethylacetate = 4 : 1) 0.36. v max /сm -1 (Fig. S5) 
Hz, Н 5(eq) ) , 1.38 (9 Н, s, Н 7 ), 1.36 (9 Н, s, Н 7' ), 1.07 (18 Н, s, Н 7+ ).  C (100 MHz; СDCl 3 ) (Fig. S7 ) 177.5 (C 11i ), 177.4 (2 signals, C 11i ), 153.8 (C 1i' ), 152.7 (C 1i+ ), 151.5 (C 1i ), 147.1 (C 4i ), 146.1 (C 4i+ ), 145.1 (C 4i' ), 136.6 (C 12i/12i'/12i+ ), 136.5 (C 12i/12i'/12i+ ), 136.4 (C 12i/12i'/12i+ ), 136.1 (C 2i ), 134.4 (2 signals, C 15 ), 134.0 (C 15' ), 133.2 (C 2i' ), 132.7 (C 2i+ ), 132.0 (C 2i+' ), 129.7 (3 signals, C 13/13'/13+ ), 128.8 (C 14/14+ ), 128.7 (C 14/14+ ), 128.5 (C 14' ), 128.5 (C 3' ), 126.3 (C 3+ ), 126.1 (C 3 ), 125.9 (C 3+' ), 92.7 (C 10i ), 90.5 (C 10i' ), 90.0 (C 10i+ ), 84.9 (C 9i+ ), 84.8 (C 9i ), 84.4 (C 9i' ), 60.9 (C 8+ ), 58.9 (C 8 ), 58.8 (C 8' ), 38.2 (C 5' ), 34.4 (C 6i ), 34.2 (C 6i' ), 34.0 (C 6i+ ), 32.8 (C 5 ), 31.8 (C 7' ), 31.8 (C 7 ), 31.5 (C 7+ ). HRMS-MALDI (Fig. S8) 5,11,17,23-tetra-tert-butyl-25,26,27,28-tetrakis((4-oxo-4-phenylbut-2-yn-1-yl) oxy)calix [4] (Fig. S11) 5,11,17,23-tetra-tert-butyl-25,26,27,28-tetrakis((4-oxo-4-phenylbut-2-yn-1-yl) oxy)thiacalix [4] arene (3a) (1.35 g, 84%) . mp 102 °C. R f (hexane : ethylacetate = 4 : 1) 0.36. v max /сm -1 (Fig. S13) 2233 (C≡C) and 1648 (C=O).  H (400 MHz; СDCl 3 ) (Fig. S14) 5,11,17,23-tetra-tert-butyl-25,26,27,28-tetrakis((5-oxo-5-phenylpent-3-yn-1-yl) 5,11,17,23-tetra-tert-butyl-25,26,27,28-tetrakis((6-oxo-6-phenylhex-4-yn-1-yl) oxy)thiacalix [4] arene (3c) (1.61 g, 92%). mp 124 °C (decomp.). R f (hexane : ethylacetate = 4 : 1) 0.52. v max /сm -1 (Fig. S21 ) 2229 (C≡C) and 1638 (C=O).  H (400 MHz; СDCl 3 ) (Fig. S22) (Fig. S23 5,11,17,23-tetra-tert-butyl-25,26,27,28-tetrakis((7-oxo-7-phenylhept-5-yn-1-yl) oxy)thiacalix [4] arene (3d) (1.66 g, 91%) . mp 136 °C (decomp.). R f (hexane : ethylacetate = 4 : 1) 0.38. v max /сm -1 (Fig. S25) 2229 (C≡C), 1638 (C=O).  H (400 MHz; СDCl 3 ) (Fig. S26) General procedure for synthesis of pyrazoles 4. The mixture of 2 g (1.64 mmol) of compound 2 and 0.4 mL (80 mmol) hydrazine hydrate was refluxed in 120 mL of i-BuOH for 4 h under inert atmosphere. The reaction mixture was evaporated, the residue was washed with 100 mL of hexane and the precipitate was filtered. 5,11,17,23-tetra-tert-butyl-25,26,27,28-tetrakis-О-[(1-benzylpyrazolyl)-4-methoxy] calix [4] arene (4a cone) (1.44 g, 69%) . mp 176 °C. v max /сm -1 (Fig. S29 ) 3356 (NH) and 1480 (C=N).  H (400 MHz; СDCl 3 ) (Fig. S30 5,11,17,23-tetra-tert-butyl-25,26,27,28-tetrakis-О-[(1-benzylpyrazolyl)-4-methoxy] calix [4] arene (4b partial cone) (1.65 g, 79%) . mp 169 °C. v max /сm -1 (Fig. S34) (2 H, s, H 8 
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